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Experimental Section.
General Procedures. Chemicals were commercially purchased and used without further purification. Thin layer chromatography (TLC) was conducted on flexible sheets (Baker-flex) Scheme S1. Preparation of the 4′-(3-pyridinyl)-4,4″-di(tert-butyl)-2,2′:6′,2″-terpyridine (1) with sequential addition of two portions (2 x 1.05 equiv.) of 4-tert-butyl-2-acetylpyridine and NaOH, followed by reflux (4 h) in NH 4 OAc, AcOH. 
4-tert-

4′-(3-Pyridinyl)-4,4″-di(tert-butyl)-2,2′:6′,2″-terpyridine (1).
3-Pyridinecarboxaldehyde (1.00 g, 9.3 mmol), 4-tert-butyl-2-acetylpyridine (1.73 g, 9.8 mmol),
and NaOH (0.48 g, 12.0 mmol) were mechanically ground in a mortar for 15 min, followed by the addition of a second portion of 4-tert-butyl-2-acetylpyridine (1.73g) and NaOH (0.48 g) and grounding to a homogenous mass. The resultant dark-red, sticky solid was transferred into a round bottom flask containing AcOH (30 mL), and NH 4 OAc (4.31 g, 55.9 mmol). After, stirring at 25 ºC for 30 min, followed by refluxing for 4 h, the reaction mixture was quenched with water (100 mL). After cooling with an ice-water bath, the precipitate was collected by vacuum adjusted to 20 mL. The mixture was stirred at 60 ºC for 24 hrs, then allowed to cool to 25 ºC.
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The volume was reduced by 25%, transferred to a vial, and exposed to ether by vapor-diffusion in a sealed jar to afford a precipitate after 5 days, which was collected, washed with ether, and , respectively. Each composition was determined by the isotope distribution and spacing. The BF 3 losses observed from each species confirm the assigned compositions. The isotopic distributions of three species generated by losing BF 3 , respectively. Each composition was determined from the corresponding isotope distribution and spacing. Table S2 . Calculated m/z values of all possible fragments from complex 3.* * Combinations experimentally impossible are not considered (e.g., L+2Cd). Cd = Cd(NO 3 ) 2 .
320 Figure S5 (and Table S5 ).
Signals that appear below 300 nm for ligand L, 2, and 3 are attributed to ligand-centered (LC) absorptions arising from the terpyridine unit. 5, 6 Peaks at 350, 367 nm (2) and 323, 335 nm (3) are assigned to metal-to-ligand charge-transfer transition (MLCT) for Pd II and Cd II complexes, respectively. 5 Excitation at 280 nm band in L resulted in broad emission at 361 nm, while 3
shows two overlapped emission peaks at 352 and 365 nm. 
